General Experimental Procedures. Melting points were determined in open capillaries using
Büchi B-5400 and are uncorrected. Reagents and starting materials were obtained from commercial suppliers and were used without further purification. THF was distilled over sodium/benzophenone ketyl. DMF were distilled over 3Å molecular sieves. All reactions were conducted using flame dried glassware under inert atmosphere. Work up reaction mixtures were dried over anhydrous Na 2 SO 4 . Chromatography refers to purification on silica gel 100-200 mesh size of Spectrochem, India unless otherwise stated. Thin layer chromatography (TLC) was performed using pre-coated silica gel 60 F 254 aluminum sheets, obtained from Merck, Germany. TLC plates were visualization either placed under ultraviolet light, or stained with iodine vapor, or anisaldehyde spray solution.
The NMR spectra were recorded on a Bruker AC200 (200 MHz) in CDCl 3 unless stated with TMS as internal standard. Chemical shifts are expressed in δ ppm. Coupling values (J) are given in Hertz (Hz). IR spectra were recorded on a Perkin-Elmer Spectra One FT-IR spectrophotometer. ESIMS were recorded on API-Q-Star Applied Biosystems.
Section B: Experimental Procedure
2-(tert-Butyldimethylsilyloxy)-3-methoxybenzaldehyde (4): Imidazole (3.3 g, 49.0 mmol) and TBSCl (7.4 g, 49.0 mmol) were added to a soln of ortho-vanillin (5.0 g, 32.0 mmol) in anhyd DMF (10 mL). The reaction was complete in 7 h (TLC) and the precipitate formed during the reaction was extracted with EtOAc (3 × 50 mL). The combined organic layer was washed with brine (10 mL), dried over anhyd Na 2 SO 4 and evaporated to give a crude residue which was purified by chromatography (hexane-EtOAc, 8:2) to afford product 4. = 190.3, 150.8, 149.2, 127.9, 121.2, 119.1, 116.9, 55.1, 25.9, 19.0, -4 
1-[2-(tert-Butyldimethylsilyloxy)-3-methoxyphenyl]
prop-2-en-1-ol (5): Compound 4 (3.9 g, 15.0 mmol) was dissolved in anhyd THF (10 mL) and cooled using an ice bath. Vinyl magnesium bromide (15 mL, 15.0 mmol, 1.0 M in THF) was added over a period of 10 min and stirring was continued at 0-5°C for 5 h. After completion of the reaction (TLC), aq NH 4 Cl soln (2 mL) was added and the reaction mixture was diluted with H 2 O (50 mL) and the product was extracted with EtOAc (3 × 50 mL). The organic layer was washed with brine (10 mL), dried over anhyd Na 2 SO 4 , and evaporated to furnish a crude residue which was purified by chromatography (hexane-EtOAc, 7:3) to give allylic alcohol 5. 7, 142.2, 139.4, 133.7, 121.3, 119.0, 114.4, 110.7, 69.0, 54.8, 26.18, 19.0, -3 
5-[2-(tert-Butyldimethylsilyloxy)-3-methoxyphenyl]pentan-1-ol (8):
Compound 7 (4.0 g, 11.0 mmol) was dissolved in anhyd THF (10 mL) and the soln was cooled using in ice-bath. LAH (0.4 g, 11.0 mmol) was added slowly and the mixture stirred at r.t. for 4 h under an Ar atm. After completion of the reaction (TLC), it was cooled to 0-5°C and quenched with 1N NaOH (10 mL).
The resulting white precipitate was filtered through Celite and the filtrate was dried over anhyd Na 2 SO 4 and evaporated. The crude residue was purified by chromatography (hexane-EtOAc, 7:3) to give product 8.
Colorless viscous oil; yield: 3.35 g (91%); R f = 0.31 (hexane-EtOAc, 7:3). 9, 142.7, 133.9, 121.9, 120.6, 109.0, 62.9, 54.7, 32.8, 30.0 Compound 8 (3.0 g, 9.2 mmol) in anhyd CH 2 Cl 2 (10 mL) was treated with Et 3 N (1.0 mL), TsCl (1.74 g, 9.2 mmol) and DMAP (cat.) and the resulting mixture was stirred at r.t. for 2 h. After completion of the reaction (TLC), the reaction mixture was extracted with CH 2 Cl 2 (3 × 50 mL). The combined organic layer was washed with brine (10 mL), dried over anhyd Na 2 SO 4 and evaporated to give a crude residue which was purified by chromatography (hexane-EtOAc, 9:1) to furnish product 9. 9, 147.0, 144.8, 142.7, 141.6, 133.4, 130.4, 127.0, 121.9, 120.7, 109.2, 70.7, 54.7, 30.3, 29.4, 28.8, 26.2, 25.3, 21.8, 18.9, -3.7 . tert-Butyl(2-methoxy-6-pentylphenoxy)dimethylsilane (10): Compound 9 (4.0 g, 8.3 mmol) was dissolved in anhyd THF (10 mL) and cooled in ice-bath. LAH (0.3 g, 8.3 mmol) was added slowly and stirred at r.t. for 4 h under an Ar atm. After completion of the reaction (TLC), it was cooled to 0-5°C and quenched with 1N NaOH (10 mL). The resulting white precipitate was filtered through
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Celite and the filtrate was dried over anhyd Na 2 SO 4 and evaporated to give a crude residue which was purified by chromatography (hexane-EtOAc, 7:3) to furnish product 10. 2-Methoxy-6-pentylphenol (11): Compound 10 (1.0 g, 3.2 mmol) was dissolved in anhyd DMF (2 mL) and the soln was cooled in an ice-bath. LiOH (220 mg, 9.6 mmol) was added slowly and the mixture was stirred at r.t. for 4 h under an Ar atm. After completion (TLC), the reaction mixture was extracted with EtOAc (3 × 20 mL). The combined organic layer was washed with brine (10 mL), dried over anhyd Na 2 SO 4 , and evaporated to give a crude residue. Purification by chromatography (hexane-EtOAc, 7:3) gave phenol 11 (0.5 g, 80%) as a colorless viscous oil. 
2-Methoxy-6-pentylcyclohexa-2, 5-diene-1, 4-dione (Primin) (1): In a flame-dried flask purged
with O 2 , phenol 11 (388 mg, 2 mmol) was dissolved in anhyd DMF (3 mL) and salcomine (64.4 mg, 0.2 mmol) was added, and the reaction mixture was stirred vigorously for 6 h (TLC). The reaction mixture was extracted with EtOAc (3 × 50 mL) and the combined organic layer washed with brine (10 mL), dried over anhyd Na 2 SO 4 and then evaporated to give a crude residue.
Purification by chromatography (hexane-EtOAc, 6:4) gave primin ( 
5-(5-Methoxy-3, 6-dioxocyclohexa-1, 4-dienyl)pentanoic Acid (Primin Acid) (2):
In a flame-dried flask purged with O 2 , phenol 12 (224 mg, 1 mmol) was dissolved in anhyd DMF (3 mL) and salcomine (32 mg, 0.1 mmol) was added, and the reaction mixture was stirred vigorously for 7 h (TLC). The reaction mixture was extracted with EtOAc (3 × 50 mL) and the combined organic layer washed with brine (5 mL), dried over anhyd Na 2 SO 4 and evaporated to give a crude residue. Purification by chromatography (hexane-EtOAc, 6:4) gave primin acid (2) as a yellow solid; yield: 168 mg (71%); mp 95-97 °C (Lit. 7b mp 98 °C).
Yellow solid; yield: 168 mg (71%); R f = 0.14 (3:7, EtOAc: hexane); 0.51 (1:1, EtOAc: hexane). 
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